Physical measurements. Infrared spectra were recorded with a Varian 640 FTIR spectrometer equipped with an ATR in the 500-4000 cm -1 range. Scanning electron microscopy (SEM) images were taken of single crystals using a JSM-7500F FESEM (JEOL). Synthesis of 3,6-bis(2'-pyrimidyl)-1,2,4,5-tetrazine (BPymTz) and 2,4,6-tris(2-pyrimidyl)-1,3,5-triazine (TPymT). The ligands BPymTz 1 and TPymT 2 were synthesized as described in the literature.
1.
C 24 H 18 Ag 2 F 12 N 18 P 2 , M r = 1064.24 g mol −1 , orthorhombic, space group Pnma, a = 10.6565 (7) , b = 16.8754(11), c = 19.1418(13) Å, V = 3442.3(4) Å 3 , Z = 4, ρ = 2.054 g cm −3 , μ(Mo-Kα) = 1.348 mm −1 , reflections: 36160 collected, 3821 unique, R int = 0.0433, R 1 (all) = 0.0820, wR 2 (all) = 0.1766. Single crystal X-ray diffraction of 3. The structure of 3 was solved from single-crystal synchrotron X-ray diffraction data, which were collected at the Swiss-Norwegian Beam Lines BM01A at the European Synchrotron Radiation Facility (ESRF, Grenoble, France), using a PILATUS 2M hybrid pixel detector at a wavelength of 0.71442 Å, and a sample-to-detector distance of 144 mm; the collection mode was φ-scans at 293(2) K. The data were converted and integrated using the SNBL toolbox software 5 and CrysAlisPro 6 software. The crystals were well-shaped dodecahedron, but diffracted poorly. Few crystals were tested and best available dataset were chosen for the refinement. Data was cut off up to 1.37 Å. The multi-scan absorption correction procedure implemented in CrysAlisPro software was applied. The structures were solved by direct methods using program SHELXS-97 4 and refined by full-matrix least squares on |F| 2 using SHELXL-2014 4 and the shelXLe shell. 7 Ag and Cl atoms were localized from the solution, positions of the rest of non-hydrogen atoms were consecutively found from Fourier difference map. Ag cation is disordered and was refined with 0.66 (6) occupancy. This disorder might be the reason of poor diffraction of the crystal. Geometrical restrains were applied to the model during the refinement. Relative restrains on the C-N and C-C distances were used to make triazine ring close to the hexagon but bond length was variable. Chiral volume restrains were also applied to make flat fragment included triazine ring and corresponding carbon atom from the pyrimidine ring. The C(1)-C(2) bond length was restrained to be close to 1.475 Å.
Pyrimidine ring was modeled as an ideal hexagon with the bond length of 1.39 Å. Relative restrains were used to make C-C-N angles close to 120°. Relative restrains on Cl-O and O-O distances were used to make perchlorate anion close to the ideal tetrahedron with variable size. Non-hydrogen atoms were refined anisotropically, but restrains were applied on thermal parameters. Hydrogen atoms were placed on calculated positions in riding mode with temperature factors fixed at 1.2 times U eq of the parent atoms. Two-component inversion twinning was introduced at the late stage of the refinement. Weighting scheme was refined manually. 
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